Anhydrous toluene was used as received from Aldrich. Dendritic alcohol 1 and PCBA 2 were prepared according to established literature procedures. 1 H NMR and 13 C NMR spectra were recorded on a Varian Mercury Vx 200 MHz or a VNMRS 600 (Varian, USA) spectrophotometer using CDCl 3 as solvent and referenced to the solvent peak. Numberaverage (M n ) and weight average (M w ) molecular weights, and polydispersity index (PDI) of the polymer products were determined by gel permeation chromatography (GPC) with Agilent 1200 HPLC Chemstation using a series of mono disperse polystyrene as standards in (about 10 -7 Torr), and an Al electrode (100 nm) was deposited on top of the BHJ layer. The samples were not exposed to ambient air after being loaded into the glove box. Post annealing was carried out at 150 o C for 5min inside a nitrogen filled glovebox. Measurements were carried out with the solar cells inside the glove box by using a high quality optical fiber to guide the light from the solar simulator equipped with a Keithley 2635A source measurement unit. The solar cell devices were illuminated at an intensity of 100 mW/cm 2 .
Synthesis of fullerene-rich dendron
A flask equipped with a reflux condenser and a drying tube was charged with 4-(2- 
Synthesis of fullerene-rich linear polymer
A volumetric flask was charged with 4 mg of third generation ruthenium Grubbs catalyst. The flask was capped with a septum, evacuated under high vacuum and back filled with argon.
This was repeated two more times. The catalyst was then dissolved in a small amount of THF and the resulting solution was made up to 1 mL, to yield a standard solution having a concentration of 4.52 x 10 -3 M.
Exo norbornene fullerene-rich dendron (70.0 mg, 15.5 μmol) was placed in a 5 mL vial with a magnetic stir bar and a septum cap. The vial was evacuated and back-filled with argon three times. Anhydrous o-DCB (0.3 mL) was then introduced via syringe and 34 μL of the ruthenium catalyst solution was rapidly injected. After stirring the contents for every 1.5 hs, additional 34 μL of the ruthenium catalyst solution was gradually injected. The reaction completion was monitored by TLC and after 12 hours, quenched by the addition of ethyl vinyl ether (ca. 30 μL) and the mixture stirred for a further 3 h. The mixture was then diluted with chlorobenzene to ensure complete solubility (1.5 mL), and the solution was added dropwise to MeOH (15 mL), centrifuged and decanted. The precipitate was treated with
MeOH several times in the same manner. The product was washed with diethylether and dried in vacuo to afford 67 mg (95 %). GPC: M n = 6.50 kDa, M w = 7.02 kDa, PDI = Elution tim e (m in)
Detector response
Fullerene-rich dendron Fullerene-rich linear polym er Figure S1 . Gel permeation chromatography analysis of fullerene-rich dendron (M n = 1,810
Da, PDI = 1.03) and fullerene-rich linear polymer (monomer/catalyst = 100, M n = 4,205 Da,
